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Description 



[0001] The present invention relates to p-titanium alloy wire which is suitable for metallic wires, such as various kinds 
of precision springs, various kinds of ropes or cables, tension member for communication cable, probe card pin for 
inspection of conduction, metallic fishing line and the like. The present invention also relates to a method for producing 
said p-titanium alloy wire and medical instruments made by said p-titanium alloy wire. 

[0002] Titanium is hexagonal close-packed structure (hep, a-structure) at a room temperature. Titanium is converted 
into body-centered cubic structure (bcc, p-structure) by allotropic transformation at a temperature of 1158 K or more. 
A density of titanium is about 60 % of that of Fe. Titanium's specifc strength (proof stress divided by density) is the 
maximum of all metals. Young's modulus and thermal expansion coefficient of titanium are about a half of stainless 
steel's value respectively. A specific heat, an electrical conductivity and a thermal conductivity of titanium are much 
lower than those values of aluminum alloy or magnesium alloy respectively. Titanium has a perfect corrosion -proof ness 
under the oxidation environment. Titanium is corrosion-resistant to chlorine ion. As described above in detail, titanium 
has many good properties. Accordingly, titanium is widely utilized for heat-conducting pipes of heat exchanger of fossil 
power station or nuclear power station in which sea water is used for cooling, sea water desalination apparatus, various 
electrodes for electrolysis, petroleum refining plant and the like. 

[0003] The equilibrium phase diagrams of two elements containing mainly titanium are classified into a-stabilized 
type, p-stabilized type, p-eutectoid type, and a-p homogeneous solid solution type. Titanium alloy is obtained by com- 
bination of a-stabilized elements which raise a-p transformation point by extending a-phase region to a high temper- 
ature part, p-stabilized elements which lower a-p transformation point by extending p-phase region to a lower temper- 
ature part and neutral elements which have no effects on phase-stabilization. For example, there are aluminum and 
tin as a-stabilized elements, vanadium and chromium as p-stabilized elements, zirconium and hafnium as neutral 
elements. Titanium alloys are classified into a-titanium alloy (hep), a+p type titanium alloy (hcp+bcc), P-titanium alloy 
(bcc) according to crystal structure of phase constituting micro structure under a normal temperature. 

[0004] a-titanium alloy is a single phase alloy obtained by solid solution hardening as a result of addition of a-stabi- 
lized elements to titanium. Aluminum, which has a large solubility limit to titanium and a high solid solution hardening 
capacity, is mainly used as the addition element. So, a-titanium alloy is a good oxidation-resistant under a high tem- 
perature but a little poor in workability, a+p type titanium alloy is two phase alloy under coexistence of a -phase and 
P- phase at a normal temperature by addition of a-stabilized elements and p-stabilized elements. Titanium-6aluminum- 
4vanadium, which is a representative a+p type titanium alloy, has a high specific strength and a high ductility, but shows 
a brittleness if working conditions would not be enough controlled at hot working. 

[0005] On the other hand, p-titanium alloy is a single phase alloy obtained by retaining at a normal temperature p- 
phase which have been formed under a high tempearture. p-titanium alloy is good in cold workability and has a high 
strength and a good ductility due to heat treatment. Recently a research on p -titanium alloy has been actively con- 
ducted. For example, in case of titanium-15 vanadium-3 chromium-3 tin- 3 aluminum, when the conditions of cold 
rolling and solid solution treatment have been optimized, it is reported that a tensile strength of nearly 1 900N/mm 2 and 
an elongation of 10 % have been obtained. Patent unexamined publication No. 1-71 621 discloses an invention on a 
method for producing p-phase titanium alloy bar wire which states that it is possible to improve the strength and the 
ductility by forming woking texture of P-phase prior to aging treatment and controlling a-phase transformation texture 
precipitated by aging treatment. The details of this invention is as follows : 

[0006] p-phase titanium alloy bar wire is subjected to solution treatment or hot rolling at a temperature of more than 
transformation temperature, followed by cold working of reduction ratio of area of 30 % or more and then annealing 
at a range between a temperature of 100 °C lower than p-transformation point and a temperature of 10 °C lower than 
p-transformation point. After that, p-phase titanium alloy bar wire is shaped into a fixed form and subjected to an aging 
treatment, resulting in obtaining a high strength and a high ductility. This invention is hereinafter referred to as the prior 
method for producing p-titanium alloy bar wire. 

[0007] Recently, it has been increasing to perform a diagnosis or a therapy by inserting a catheter into a blood vessel 
or a digestive tract. As to medical instruments which make use of the catheter, there are a guide wire and a catheter 
which is manipulated through the inside of the catheter or a stent which is placed in the aim portion after passing 
through the inside of catheter. 

[0008] The explanation of guide wire for medical treatment will be given below. The guide wire for medical treatment 
is used as a guide for introducing the catheter to perform a minimally invasive treatment. Generally, the guide wire for 
medical treatment is pushed out from the tip of the catheter and inserted into the blood vessel. For the reason, it is 
necessary for the guide wire for medical treatment to pass through a serpentine blood vessel or a stenosis portion 
(crossability) and selectively go into a requested direction at a junction (selectivity or pushability). Also, it is preferable 
that the tip of the guide wire for medical treatment would be a little bent to insert into the catheter and then slightly 
twisted at the base of wire to select the direction toward which said tip should go by rotating the bent portion of the tip. 
To give a little bend is referred to as re-shaping. Accordingly, the guide wire for medical treatment should have the 
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function that the tip would move correspondingly to the twist motion of the base (torque transmittability). 

[0009] The guide wire for medical treatment may be roughly divided into two categories. One is such that its center 
core would be a stainless steel wire and a stainless steel coil would be wound around the distal portion of the stainless 
steel wire. The other is such that its center core would be a super-elastic alloy and a synthetic resin would cover the 
5 center core. 

[0010] But stainless steel has a high yield strength and a good pushability. Furthermore, stainless steel is easy to 
make plastic deformation. As a result, when st ainless steel is used as center core, it is supposed that the center core 
would injure the blood vessel wall at its serpentine portion or its stenosis portion. Furthermore, when the palstic de- 
formed guide wire is pulled out, it is feared that the guide wire would injure the blood vessel wall. In addition, it is a 
10 large matter that the guide wire made of stainless steel has a very low transmittability of twisting in the serpentine blood 

vessel and a poor selectivity or ope rationality at a junction. 

[001 1] On the other hand, the guide wire made of super-elastic alloy has a high torque transmittability in the serpentine 
blood vessel but it is impossible to make re-shaping at the tip thereof. And the guide wire made of super-elastic alloy 
has little resistance to bending at a bend portion. For solving the above problems, the guide wire comprising the following 
15 features has been demanded. The guide wire should be easily and safely manipulated by a person in attendance on 
the operation. For the reason, the gudie wire needs to have a high elastic modulus, a moderate yield strength and a 
re-shaping characteristic. 

[0012] Patent unexamined publication No. 6-63151 discloses the guide wire whose center core comprising Co-Ni- 
Cr-Fe alloy is coated with plastic resin as new material for center core. However, any alloy disclosed in this publication 
20 has an elastic modulus of 20000 kgf/mm 2 or more. Such alloy is more unbending than stainless steel and difficult to 

make plastic deformation. As a result, it is possible that the alloy would injure the blood vessel wall or extends the 
serpentine blood vessel when it is inserted into the serpentine blood vessel. 

[0013] Zirconium-amorphous alloy is disclosed in Patent unexamined publication No. 11-276597 or No. 2000-297. 
Cu-shape memory alloy is disclosed in Patent unexamined publication No. 2000-14792. These alloys are still under 
25 the research stage and have various problems to be solved for the practical material. 

[0014] Furthermore, U.S. Patent No.51 69597 discloses a transplant piece made of titanium alloy having a low elastic 
modulus. Expensive niobium and zirconium are essential elements for this transplant piece. In case of utilizing this 
piece for a center core of guide wire which is machined to a thickness of 0.5 mm or less, the strength of this piece is 
not enough to be conducted a straight shaping under addition of tension or a tapered shaping at a tip. Accordingly, this 
30 transplant piece is not suitable for a continuous tapered shaping, a continuous straight shaping or resin coating. When 
center core material is manufactured by hot working using this transplant piece, there will appear the following defects. 
Crystal grain will become coarse and exhibit a low strength. It is difficult to obtain a smooth surface and a roundness 
due to oxidation of the surface during the hot working. As a result, it is necessary to be worked several times for 
obtaining the mechanical properties and the shape to meet the needs for the center core of guide wire. 

35 [0015] In the catheter, it is needed that the catheter would pass through the serpentine blood vessel or the stenosis 

portion (pushability or crossability) by providing the catheter with a rigidity by means of introducing the wire into the 
rumen of the catheter and laying the wire under the catheter wall. Stainless steel wire has been used as the wire for 
the catheter until now. As a result, the wire for catheter has the same problems as the guide wire for medical treatment. 
[001 6] Stainless steel or nickel-titanium alloy has been used as placement instruments, such as stent, whcih is placed 
4 0 on the extending portion of the stenosis portion of blood vessel. As to the stent made of stainless steel, there are one 

which can be obtained by making a stainless steel wire zigzag and another one which can be obtained by providing a 
stainless steel pipe with various types of openings. However, the prior stent has not satisfied a flexibility for passing 
through blood vessel and a moderate rigidity after placement to suppress re-stenosis. 

[0017] The problems to be solved by the present invention are broadly classified into four groups. 

45 

(1 ) First Problem 

[0018] In accodance with the prior method for producing p-titanium alloy bar wire, p-phase working texture is formed 
by cold working of reduction ratio of area of 30 % or more. Then as a result of annealing at a range between a tem- 
50 perature of 100 °C lower than p-transformation point and a temperature of 10 °C lower than p-transformation point, a 

randomization of working texture has not arisen with control of recrystallization and the work-hardened bar wire will 
become soft. Furthermore, since p-phase titanium alloy bar wire is shaped into a fixed form and subjected to an aging 
treatment, it is possible to precipitate fine a-phase in p-phase and improve the strength. 

[001 9] As described above, in accodance with the prior method for producing p-titanium alloy bar wire, it is possible 
55 to heighten the strength and increase the ductility of P-type titanium alloy bar wire. But it is difficult to obtain a straight- 

ness (characteristic of being straight). For example, it is impossible to improve the straightness even if the fine p-type 
titanium alloy wire would be let into a general levelling roller or a rotary leveller. Because p-type titanium alloy wire has 
a low Young's modulus, even if the mechanical working for straightening the p-titanium alloy wire by plastic deforming 
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using roller would be conducted, an effect of the mechanical working cannot be expected. 

[0020] It is difficult to apply the prior method for producing (3-titanium alloy bar wire to the production of metallic wires 
which are needed to have the straightness, such as communication cable, probe card pin for inspection of conduction, 
metallic fishing line and the like. 

5 [0021] First problem is to provide the method for producing (3-titanium alloy wire with a high strength and a good 

straightness. 

(2) Second Problem 

io [0022] In accordance with the prior method for producing (3-titanium alloy bar wire, it is possible to heighten the 
strength but a low elastic modulus cannot be obtained. 

[0023] It is difficult to apply the prior method for producing [3-titanium alloy bar wire to the production of metallic wires 
which are needed to have the low Young's modulus (ductility), such as tension member for communication cable, probe 
card pin for inspection of conduction, metallic fishing line and the like. 

75 [0024] Second problem is to provide p-titanium alloy wire and method for its production with a low Young's modulus 

(ductility) and a high strength. 

(3) Third Problem 

20 [0025] In accordance with the prior method for producing titanium alloy wire, wire rods have been heated at a tem- 

perature of 400 to 650 °C in the atmosphere to generate the oxidation film on the surface of wire rods and a cold wire- 
drawing has been conducted by making use of lubrication of this film. However, all reduction ratio of area of cold wire- 
drawing by this prior method is 70 % at a maximum. Since the above oxide film is hard and brittle, the oxide film would 
be cracked owing to a high reduction ratio of area and lubrication action would be lowering. If the cracked boundary 
25 face enlarges, titanium alloy wire would be damaged and breaking of wire would be generated. Accordingly, it is nec- 
essary to eliminate the embrittled oxide film by pickling and conduct the second treatment for generating the oxide film 
and repeat cold wire-drawing before enlargement of crack in the oxide film. For the reason, the number of production 
processes increases and the production cost becomes larger. Especially, in case of p-titanium alloy, a-phase would 
be precipitated in p-phase and p-titanium would be hardened because of heating at a temperature of 400 to 650 °C in 
30 the atmosphere. As a result, long heating extremely lowers cold wire-drawability and brings a deterioration of mechan- 
ical strength. 

[0026] There are the means for downsizing, such as roller die or swaging. But it is impossible to obtain a good 
circularity and an accuracy of dimension by those means. Accordingly, those would be in need of cold wire-drawing at 
sequential process. 

35 [0027] For solving the above defects, it is disclosed in Patent Unexamined Publication No.4-279212 that titanium 

wire is coated with copper and the repetition of cold wire-drawing and annealing are conducted to get thin titanium wire. 
[0028] But, in accordanc with the above art, since Young's modulus of copper is higher than p-titanium alloy, Young's 
modulus totally gets higher. 

[0029] It is difficult to apply this art to the production of metallic wires which are needed to have the high ductility, 
^0 such as various kinds of precision springs, various kinds of ropes or cables, tension member, metallic fishing line and 
the like. 

[0030] Third problem is to provide the method for producing p-titanium alloy wire with a good lubricity and a good 
wire-drawability and a low wire-drawing cost and a high ductility. 

45 (4) Fourth Problem 

[0031] In consideration of the above defects on medical treatments, the fourth problem is to provide the guide wire 
for medical treament and the catheter with moderate rigidity and ductility. The another problem is to provide the stent 
having a ductility for passing through the blood vessel and a moderate rigidity after placement to suppress re-stenosis. 
so [0032] For solving the first problem, the present invention is characterized in that wire-drawing of p-titanium alloy is 

followed by two stages aging processes. By the first aging process, fine a-phase is precipitated in P-phase to heighten 
the strength. In the second aging process, since heat treatment is conducted under a supply of moderate tension, 
strain accompanied by wire-drawing is eliminated to improve the straightness. 

[0033] For solving the second problem, the present invention is characterized by specifying the shape and the size 
35 of the p-phase crystal. By this invention, it is possible to obtain p-titanium alloy wire with a high strength and a low 

Young's modulus. 

[0034] For solving the third problem, the present invention is characterized in that center core of p-titanium alloy is 
coated with the specified material to get a composite wire. By this invention, it is possible to conduct a cold wire drawing 
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maintaining a good lubricity and a good drawability. 

[0035] For solving the fourth problem, the present invention is characterized by employing p-titanium alloy wire com- 
prising p-phase crystal grain of the specified shape and size. By this invention, it is possible to provide a guide wire 
for medical treatment, catheter and stent, each of which has a moderate rigidity and a ductility respectively. 

5 [0036] For solving the first, second, third and fourth problems, the present invention has the following features. 

(1 ) The invention "A“ of method for producing p-titanium alloy wire for solving the first pr oblem 

[0037] The gist of the invention "A" is that a method for producing p-titanium alloy wire comprising the steps of 
io reducing the diameter of p-titanium alloy wire by cold wire-drawing followed by heat treatment is characterized in that 
the heat treatment comprises the first aging process for precipitation strengthening and the second aging process for 
removing a processing strain, and p-titanium alloy wire is heat-treated under a supply of tension at the second aging 
process. 

[0038] In accordance with the present invention, fine a-phase is plentifully precipitated in the p-phase of p-titanium 
15 alloy wire to heighten the strength in the first aging process and then p-titanium alloy wire is heat-treated under a supply 
of moderate tension to remove a strain accompanied by wire-drawing and impove the straightness in the second aging 
process. In this case, if a solid solution treatment is conducted at a temperature over p-transformation point before 
cold wire-drawing and the structure is free from a-phase, the cold workability would be improved to facilitate cold wire- 
drawing and evenly form a deformation texture of p-phase. 

20 [0039] p-titanium is good in workability but easy to adhere to the others. It is preferable to coat p-titanium wire with 

a moderate oxide film before the wire-drawing to avoid the adhesion to the surface of die at the wire-drawing. 

[0040] Wire-drawing may be conducted by means of cassette roller die or holey die. 

[0041] The temperature of 425 to 650 °C is desirable for the first aging process. The reason is that if the temperature 
is over 650 °C, over-aging would be improperly done to lower the strength and if the temperature is under 425 “C, fine 
25 a-phase could not be precipitated in spite of long time aging treatment. The processing time of the first aging process 
may be fitly set according to the diameter of wire. For example, if the diameter of wire is 10 pm, the time of one minute 
to several minutes would be satisfactory for the first aging process and if the diameter of wire is 1 mm, the time for the 
first aging process may be set in the range of 4 to 48 hours. If the processing time is too short, fine a-phase could not 
be precipitated in plenty. If the processing time is too long, the quantity of precipitated a-phase does not increase so 
30 much. 

[0042] If the temperature of the second aging process is under 300 °C, the processing strain could not be removed 
and the straightness could not be improved even under the supply of tension. If the temperature of the second aging 
process is over 600 °C, the change of metal structure such as solution would be improperly generated to lower the 
ductility. For this reason, the temperature of 300 to 600 °C is desirable for the second aging process. 

35 [0043] If the processing time of the second aging process is too short, the processing strain could not be removed 

and the straightness could not be improved under the supply of tension. If the processing time is too long, the effect 
would be not only unchanged but also the prodution efficiency would be lowered. For this reason, the time of 3 to 10 
minutes is desirable for the second aging process. 

[0044] The strength of 0. 1 to 30 % of breaking load of p-titanium alloy wire is desirable for the tension to be supplied 
40 to p-titanium alloy wire at the second aging process. If the strength is under 0.1 % of said breaking load, the degree 

of improvement fo straightness would be small. If the strength is over 30 % of said breaking load, there is a possibility 
that titanium wire would extend. Furthermore, the strength of 0.5 to 10 % of breaking load of p-titanium alloy wire is 
more desirable for the tension to be supplied to p-titanium alloy wire at the second aging process. There are many 
machinery structual restrictions and no ecomical merit as actual industrial equipment in case of controlling tension in 
45 the range of less than 0.5 % of said breaking load. In consideration of the variation in rewinding tension of titanium 

wire, since it is feared that an instant maximum tension would become much larger than a setting tension, the setting 
tension of less than 10 % of the breaking load is realistic. 

[0045] Most of the diameter of metallic wires, such as tension member for communication cable, probe card pin for 
inspection of conduction, metallic fishing line and the like are in the range of 0.01 to 2.0 mm. p-titanium alloy wire of 
50 diameter of 0.01 to 2.0 mm is suitable for metallic wire of these applications. Especially, since the required level (as 
described later) of the straightness of the probe card pin is extremely severe and lower than 0.3 to 50 mm, p-titanium 
alloy wire of the present invention, which is good in straightness, is suitable for this application. 

(2) The invention "B" of p-titanium alloy wire and method for its production for solving the second problem 
55 

[0046] The gist of the invention °B“ is that p-titanium alloy wire comprises a diameter of 0. 01 to 2.0 mm, an average 
crystal grain area A of p-phase in cross section structure is 1 to 80 pm 2 , an average crystal grain length L of p-phase 
in vertical section structure is 10 to 1000 pm and a ratio of LA/ A is 5 to 1000. 
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[ 0047 ] The reasons for restricting the factors specifying the shape and the size are as follows : 

[ 0048 ] If the diameter of p-titanium alloy wire is less than 0.01 mm, it is not possible to obtain a practical strength. If 
the diameter of p-titanium alloy wire is more than 2.0 mm, the wire would have a low Young's modulus but no ductility 
could not be obtained. 

5 [ 0049 ] It is very difficult and not realistic to obtain p-titanium alloy wire, whose average crystal grain area A of p- 

phase in cross section structure is under 1 pm 2 , by wire-drawing, p-titanium alloy, whose average crystal grain area A 
of P-p hase in cross section structure is over 80 pm 2 , shows a low strength and is not desirable for solving the the 
present invention's problem. 

[0050] It reveals a defect of being insufficient in strength that an average crystal grain length L of p-phase in vertical 
10 section structure is under 10 pm. It is difficult to obtain p-titanium alloy wire, whose average crystal grain length L of 
p-phase in vertical section structure is over 1000 pm, by machining. 

[0051] As for a relation between an average crystal grain length L and an average crystal grain area A, if LWA is 
under 5, it is impossible to obtain a sufficient strength and ductility , and then it is difficult to machine p-titanium alloy 
wire so that L/a/A would be over 1000. 

15 [0052] As described above, by restricting a diameter of wire, an average crystal grain area A of p-phase in cross 

section structure, an average crystal grain length L of p-phase in vertical section structure and a ratio of L/VA to the 
specified ranges of the present invention, p-titanium alloy wire with a high strength and a low Young's modulus can be 
obtained. 

[0053] For producing p-titanium alloy wire of the persent invention, It is preferale that p-titanium alloy would be sub- 

20 jected to solid solution treatment at a temperature of more than p-transformation point to get a structure free from a- 

phase before cold wire-drawing. As a result, cold workability is improved to facilitate cold wire-drawing and evenly form 
a deformation texture of P-phase. 

[0054] p-titanium is good in workability but easy to adhere to the others. It is preferable to coat p-titanium alloy wire 
with a moderate oxide film before wire-drawing to avoid the adhesion to the surface of die at the wire-drawing. 

25 [0055] Wire-drawing may be conducted by means of cassette roller die or holey die. 

[0056] It is possible to precipitate fine a-phase in p-phase and heighten the strength by a moderate aging treatment 
after wire-drawing. It is preferable that the aging temperature would be in the range of 400 to 600 °C and the aging 
time would be in the raneg of 1 to 24 hours. 

[0057] For obtaining p-titanium alloy wire comprising the above dintinctive crystal grain shape, it is necessay that all 
30 reduction ratio of area by cold wire-drawing would stand at 70 % or more. All reduction ratio of area of 90 % or more 
is desirable for the present invention but all reduction ratio of area of more than 99 % would generate a work hardening 
leading to embrittlement. 

[0058] Most of the diameter of metallic wires, such as tension member for communication cable, probe card pin for 
inspection of conduction, metallic fishing line and the like are in the range of 0.01 to 2.0 mm. p-titanium alloy wire of 
35 diameter of 0.01 to 2.0 mm to be produced by the method of the present invention is suitable for metallic wire of these 

applications. 

(3) The invention ” C 0 of method for producing p-titanium alloy -wire for solving the third problem 

40 [0059] The gist of the invention “0" is characterized in that that a center core of p-titanium alloy is coated with the 

outer shroud comprising aluminum or aluminum alloy to get a integrated composite wire and then gives the cold wire- 
drawing to said composite wire. 

[0060] In accordance with the present invention, since the center core of p-titanium alloy is coated with aluminum 
or aluminum alloy, p-titanium alloy would not be oxidized and titanium oxide which degrade wire-drawability would not 
45 be formed. Since coating of aluminum or aluminum alloy has a good ductility, p-titanium alloy with this coating is little 
hardened even though cold wire-drawing of high reduction ratio of area would be conducted. Thus, a good wire-draw- 
ability and lubricity would be maintained. As a result, it is possible to make cold wire-drawing of all reduction ratio of 
area of more than 90 %. Furthermore, since p-titanium as well as aluminum has a low Young's modulus, young modulus 
of a integrated compound wire becomes low, too. Therefore, p-titanium alloy wire of good ductility can be obtained. 
so [0061] A stable and sure cold wire-drawing becomes possible through means that a ratio of cross section area of 
the outer shroud to all cross section area of composite wire before cold wire-drawing is 20 to 60 %. If said ratio of cross 
section area of the outer shroud is under 20 %, titanium alloy of center core would be partially exposed at cold wire- 
drawing, with the result that cold wire-drawability would be lowered. If said ratio of cross section area of the outer 
shroud is over 60 %, the strength per unit cross section area of composit wire would extremely lower, with the result 
35 that this composite wire would not be suitable for various kinds of precision springs, various kinds of ropes or cables, 
tension member, metallic fishing line and the like. 

[0062] It is more preferable that the above ratio of cross section area of the outer shroud would be 30 to 50 %. 
[0063] For coating the center core of p-titanium alloy with the outer shroud comprising aluminum or aluminum allloy, 
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it is preferable that p-titanium wire passes through aluminum pipe or aluminum alloy pipe and then the center core is 
adhered closely to the outer shroud by swaging or roller die machining. The composite wire obtained by this manner 
is repeatedly made cold wire-drawing or heat treatment and the wire comprising the requested size can be obtained. 

5 (4) The inventions of guide wire for medical treatment, catheter and stent for solving the fourth problem. 

[0064] The gist of the invention of guide wire for medical treatment is characterized by employing p-titanium alloy 
wire that an average crystal grain area A of p-phase in cross section structure is 1 to 80 pm 2 , an average crystal grain 
length L of p-phase in vertical section structre is 10 to 1000 pm and a ratio of LVVA is 5 to 1000. 
io [0065] The gist of the invention of catheter is characterized by employing p-titanium alloy wire that an average crystal 
grain area A of p-phase in cross section structure is 1 to 80 pm 2 , an average crystal grain length L of p-phase in vertical 
section structre is 10 to 1000 pm and a ratio of LVVA is 5 to 1000. 

[0066] The gist of the invention of stent is characterized by employing p-titanium alloy wire that an average crystal 
grain area A of p-phase in cross section structure is 1 to 80 pm 2 , an average crystal grain length L of p-phase in vertical 
15 section structre is 10 to 1000 pm and a ratio of LA/A is 5 to 1000. 

[0067] Fig. 1 is a schematic diagram of tension control mechanism installed on the outside of electric furnace in 
which the second aging process is conducted. 

[0068] Fig. 2 is an enlarged perspective view showing part of longitudinal direction of p-titanium alloy wire of the 
present invention. 

20 [0069] Fig. 3 is a schematic diagram showing manufacturing process of p-titanium alloy wire of the present invention. 

[0070] Fig. 4 is a cross section view showing one embodiment of the guide wire for medical treatment of the present 

invention. 

[0071] Fig. 5 is a cross section view showing another embodiment of the guide wire for medical treatment of the 
present invention. 

25 [0072] Fig. 6 (a) is a cross section view of the distal portion showing one embodiment of the catheter of the present 

invention and Fig. 6 (b) is a cross section view indicated by arrows VI-VI in Fig. 6 (a). 

[0073] Fig. 7 (a) is a cross section view of the distal portion showing another embodiment of the catheter of the 
present invention and Fig. 7 (b) is a cross section view indicated by arrows VII-VII in Fig. 7 (a). 

[0074] Fig. 8 (a) is a cross section view of the distal portion showing further another embodiment of the catheter of 
30 the present invention and Fig. 8 (b) is a cross section view indicated by arrows VIII- VIII in Fig. 8 (a). 

[0075] Fig . 9 (a) is a perspective view showing a shrinked state of the stent of the present invention and Fig. 9 (b) 
is a perspective view showing an extended state of the stent of the present invention. 

[0076] Fig. 1 0 is a partly enlarged view showing another embodiment of the stent of the present invention. 

[0077] Fig. 1 1 is perspective view showing further another embodiment of the stent of the present invention. 

35 [0078] A preferred embodiment will be described below with reference to the figures. 

(1) The method for producing p-titanium alloy wire according to the first invention A 

[0079] First of all, p-titanium alloy wire of Ti-15V-3Cr-3Sn-3AI comprising the diameter of 3.0 mm was subjected to 
40 solid solution treatment under a temperature of 850 °C during 10 minutes (P-transformation point is about 760 D C). 
And then, this p-titanium alloy wire was heated in oxigen-containing atmosphere at a temperature of 700°C to form 
the oxide film. After that, p-titanium alloy wire was wire-drawn to a diameter of 0.3 through 1.0 mm using holey die. 
Next, this p-titanium alloy wire was inserted into an electric furnace of batch type (not shown) whose heat source was 
an electric heater to conduct the first aging process in argon gas atmosphere. This p-titanium alloy wire was inserted 
45 into an electric furnace of continuous heat-treating type (not shown) whose heat source was an electric heater to 
conduct the second aging process in argon gas atmosphere. At the same time, as shown in Fig. 1, a tension of p- 
titanium alloy wire W under the second aging process was controlled by dancer roller 2 in the rear of guide die 1 
installed on the outside of electric furnace. And p-titanium alloy wire W was wound onto the winding reel (not shown) 
through capstan 3. 

so [0080] Dancer roller 2 comprises fixed roller 2a and movable roller 2b. Tension control is conducted by up-and-down 
motion of movable roller 2b. As movable roller 2b descends, tension will increase. To the contrary, as movable roller 
2b ascends, tension will decrease. Tension of p-titanium alloy wire W is measured by load measuring device such as 
load cell. Actual measurement measured by the load measuring device is converted to an electric signal to give feed- 
back control. The actual measurement and preset tension value is comparatively calculated. And the modified tension 
55 value is converted to an electric signal to transmit to dancer roller 2. Movable roller 2b moves according to the electric 
signal, with the result that the requested preset tension can be continuously given top-titanium alloy wire W. 

[0081] Capstan 3 comprises drive roller 3a and driven roller 3b. p-titanium alloy wire W is taken over to drive roller 3a. 
[0082] The following table 1 shows diameter of wire, breaking force, temperature and time of the first aging process, 
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temperature and time and tension of the second aging process, and straightness of embodiments and comparative 
examples. The straightness was measured by means of the method that p-titanium alloy wire was cut into unit lengths 
to measure the warp. The warp denotes the distance from a straight line connecting both ends of unit length p-titanium 
alloy wire to middle point of said p-titanium alloy wire. As to the value of this straightness, it is preferable in the field to 
5 which p-titanium alloy wire of the present invention is applied that said distance is 0.3 mm or less to the length of the 
above straight line of 50 mm. 
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[0003] As shown in table 1 , (3-titanium alloy wires of embodiments 1 to 6 are suitable for metallic wires of the field to 
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5K Tension(%) denotes a ratio of actual force(gr) 
to breaking force(kg) 





which p-titanium alloy wire of the present invention is applied because any wire of embodiments 1 to 6 has a low value 
of straightness. 

[0084] The value of the straightness of comparative example 1 is high bacause tension of the second aging process 
is too low. 

[0085] The value of the straightness of comparative example 2 is high bacause time of the second aging process is 
too short. 

[0086] The value of the straightness of comparative example 3 is high bacause temper ature o f the second aging 
process is too low. 

[0087] The value of the straightness of comparative example 4 is extremely high bacause the second aging process 
has not been conducted. 

(2) p-titanium alloy wire and the method for its production according to the second invention B 

[0088] First of all, p-titanium alloy wire of Ti-15V-3Cr-3Sn-3AI was subjected to solution treatment under a temper- 
ature of 850 °C during 10 minutes (P-transformation point is about 760 °C). And then, this p-titanium alloy wire was 
heatd in oxi gen-containing atmosphere at a temperature of 700 °C to form the oxide film. After that, p-titanium alloy 
wire was wire-drawn to a diameter of 0.5 mm using holey die after wire-drawing by roller die. Next, p-titanium alloy 
wire was subjected to aging process to precipitate fine a-phase in p-phase. The following table 2 shows diameter D 
of wire just after solution treatment, aging time at a temperature of 450 °C, an average crystal grain area A of p-phase 
in cross section structure, an average crystal grain length L of P-phase in vertical section structure, a ratio of LVVA, all 
reduction ratio of area at cold wire-drawing, tensile strength and Young's modulus of embodiments and comparative 
examples. All reduction ratio of area (R.R.A.) is defined below on the condition that Aq is a cross section area of wire 
just before cold wire-drawing, A 1 is a cross section area of wire just after cold wire-drawing. 



R.R.A.= [(A 0 -A 1 )/A 0 ] X100 (%) 



[0089] Diameter D of wire just after cold wire-drawing of p-titanium alloy wire of embodiments and comparative 
example are unified in 0.5 mm. Aging process conditon after cold wire-drawing is in the range of 1 to 24 hours at a 
temperature of 450 °C. Furthermore, table 2 shows tensile strength and Young's modulus of super-elastic Ni-Ti alloy 
(ref. 1) and stainless steel SUS 304 (ref.2) for reference. 

[0090] The signification of terms "A", "L n and diameter D of wire is illustrated in Fig. 2. Term H G" denotes crystal grain. 
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[0091] As shown in table 2, tensile strength and Young's modulus of embodiments 1 to 3 meet the requested levels 
of tension member for communication cable, probe card pin for inspection of conduction, metallic fishing line and the 
like, p-titanium alloy wire of the persent invention is suitable for metallic wires of those fields. 

[0092] But a ratio of L/VA of comparative example 1 is below lower limit of the present invention and its tensile strength 
5 is low since all reduction ratio of area at cold wire-drawing is too small. 

[0093] The purpose of comparative example 2 is to increase a strength due to precipitation of fine a-phase by aging 
process of 24 hours at a temperature of 450 °C subsequent to making cold wire-drawing at zero of reduction ratio of 
area. Its average crystal grain area A of p-phase in cross section structure is over upper limit of the present invention, 
and its ratio of L/VA is below lower limit of the present invention since all reduction ratio of area at cold wire-drawing 
10 is zero. Furthermore, its Young's modulus is too large. 

(3) The method for producing p-titanium alloy wire according to the third invention C 

[0094] The produing process of p-titanium alloy wire according to the third invention will be explained below with 
is reference to Fig. 3. 

[0095] Process (a) Center core 4 of p-titanium alloy wire which had been subjected to a solution treatment was 
passed through outer shroud 5 made of aluminum or aluminum alloy which had a biggish inner diameter than that of 
p-titanium alloy wire. 

[0096] Process (b) Outer shroud 5 and center core 4 were integrated into one body by swaging and outer shroud 5 
20 was adhered to center core 4. 

[0097] Process (c) After outer shroud 5 and center core 4 were strongly integrated by roller die processing, cold wire- 
drawing and heat treatment were repeated to obtain the requested wire. 

(4) The guide wire for medical treatment, the catheter and the stent of the present invention 

[0098] Figure 4 is a cross section view showing one embodiment of the guide wire for medical treatment of the 
present invention. Guide wire 6 for medical treatment comprises core member 7 and coating 8 covering all the surface 
of core member 7. Guide wire 6 for medical treatment has a length of 150 cm but in some cases, a length in the range 
of 10 to 400 cm is applicable to this case. 

30 [0099] An outer diameter of guide wire 6 is 0.89 mm but in some cases, an outer diamter in the range of 0.1 to 2.0 

mm is applicable to this case. Outer diameter is nearly the same from the distal portion to the proximal but the distal 
portion may be thinner than the other portion. 

[0100] Core membe 7 is formed from p-titanium alloy wire as will be mentioned later. Diameter of core member 7 is 
almost uniform except the distal portion and the distal portion is tapered. Coating 8 is formed from plastic. For example, 
35 plastic comprises polyethylene, polyvinyl chloride, polyester, polypropylene, polyamide, polystyrene, polyurethane, 
fluorocarbon resin and the like. Any of these plastic material sticks to core mmber 7. Coating 8 may be tube-shaped. 

It is preferable to make a lubricious coating on the surface of coating 8. In this case, moisture content may be increased 
by employing hydrophilic surface as a lubricious coating. As a result, it is possible to decrease a friction resistance to 
blood vessel and improve a sliding characteristic. Furthermore, to make silicon coating, it is possible to improve a 
40 sliding characteristic by having a surface comprising a flatness and a low adhesion characteristic to blood. Various 
treatments for improving a sliding characteristic may be employed in this case. 

[0101] p-titanium alloy wire constituting core member 7 has the following properties. Its tensile strength is larger than 
super-elastici Ni-Ti alloy. Its Young's modulus is about twice that of Ni-Ti alloy and about half of that of stainless steel. 
Thus, p-titanium alloy wire is excellent in torque transmittability with good toughness and moderate flexibility and re- 
45 coverability. 

[0102] p-titanium alloy wire constituting core member 7 has a diameter of 0.49 mm but in some cases, a diameter 
in the range of 0.1 to 2.0 mm is applicable to this case. As shown in Fig. 2, p-titanium alloy wire is characterized in that 
an average crystal grain area A of p-phase in cross section structure is 1 to 80 pm 2 , an average crystal grain length L 
of P-phase in vertical section structure is 10 to 1000 pm and a ratio of L/VA is 5 to 1000. 
so [0103] The reasons for restricting the factors specifying the shape and the size are as follows : 

[0104] It is very difficult and not realistic to obtain p-titanium alloy wire, whose average crystal grain area A of p- 
phase in cross section structure is under 1 pm 2 , by wire-drawing, p-titanium alloy, whose average crystal grain area A 
of p-phase in cross section structure is over 80 pm 2 , shows a low strength and is not desirable for solving the the 
present invention's problem. 

55 [01 05] It reveals a defect of being insufficient in strength that an average crystal grain length L of p-phase in vertical 

section structure would be under 10 pm. It is difficult to obtain p-titanium alloy wire, whose average crystal grain length 
L of p-phase in vertical section structure is over 1000 pm, by machining. 

[0106] As for a relation between an average crystal grain length L and an average crystal grain area A, if LWA is 
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under 5, it is impossible to obtain a sufficient strength and ductility , and then it is difficult to machine p-titanium alloy 
wire so that LWA would be over 1000. 

[0107] It is preferable that a diameter of p-titanium alloy wire would be 0.01 to 2.0 mm. If the diameter of p-titanium 
alloy wire is less than 0.01 mm, it is not possible to obtain a practical strength. If the diameter of p-titanium alloy wire 
5 is more than 2.0 mm, the wire would have a low Young's modulus but no ductility could be obtained. 

[0108] As described above, by restricting an average crystal grain area A of p-phase in cross section structure, an 
average crystal grain length L of p-phase i n vertica l section structure and a ratio of L/VA to the specified ranges of the 
present invention, p-titanium alloy wire with a moderate rigidity and a ductility and a high strength can be obtained. 
[0109] For producing p-titanium alloy wire of the persent invention, It is preferable that p-titanium alloy would be 
io subjected to solution treatment at a temperature of more than p -transformation point to get a structure free from a- 

phase before cold wire-drawing. As a result, cold workability is improved to evenly form a deformation texture of p- 
phase. 

[0110] It is preferable that core member 7 of p-titanium alloy wire to be applied to guide wire would have a tensile 
strength of 110 to 200 kgf/mm 2 . Its tensile strength of 150 to 180 kgf/mm 2 is more preferable. If the tensile strength is 
15 lower than 110 kgf/mm 2 , the strength is not enough to make cold wire-drawing and improve a straightness under a 

supply of tension. As a result, it is hard to obtain center core having a requested diameter. The straightness of center 
core will be poor. If the tensile strength is higher than 200 kgf/mm 2 , Young's modulus becomes higher according to the 
increase of tensile strength, with the result that the flexibility would go out of existence. 

[0111] It is preferable that core member 7 of p-titanium alloy wire would have a Young's modulus of 5000 to 1 0000 
20 kgf/mm 2 . Its Young's modulus of 6000 to 8000 kgf/mm 2 is more preferable. Young's modulus of lower than 5000 kgf/ 

mm 2 is not enough for the strength necessary to guide wire. Consequently, a force of inserting the guide wire by hand 
can be hardly transmitted to the distal portion through the body of the guide wire. If Young's modulus of the guide wire 
is larger than 10000 kgf/mm 2 , the torsional force cannot be transmitted through the guide wire in the serpentine blood 
vessel because the guide wire is stiff. 

25 [0112] It is preferable that core member 7 of p-titanium alloy wire would have a circularlity of geometrical distorsion 

of less than 15 pm. The geometrical distorsion of less than 5 pm is more preferable. The geometrical distorsion of less 
than 1 pm is most preferable. If a circularlity of geometrical distorsion is more than 1 5 pm, the small variation in torsional 
force of rotating the guide wire by hand cannot be correctly transmitted to the distal portion through the body of the 
guide wire in the curved blood vessel and the selectivity at a junction of blood vessel will be poor. 

30 [0113] It is preferable that core member 7 of p-titanium alloy wire would have a modulus of rigidity of 1500 to 6000 

kgf/mm 2 . Its modulus of rigidity of 3000 to 5000 kgf/mm 2 is more preferable. If the modulus of rigidity is less than 1 500 
kgf/mm 2 , the torsional torque of rotating the gide wire by hand cannot be instantly transmitted to the distal portion. If 
the modulus of rigidity is larger than 6000 kgf/mm 2 , the small variation in the torsional torque of rotating the guide wire 
by hand cannot be correctly transmitted to the distal portion through the body of the guide wire. 

35 [0114] It is preferable that core member 7 of p-titanium alloy wire would have a proof stress of 50 to 150 kgf/mm 2 . 

Its proof stress of 100 to 130 kgf/mm 2 is more preferable. If the proof stress is less than 50 kgf/mm 2 , the guide wire 
would be easily plastic-deformed. If the proof stress is larger than 1 50 kgf/mm 2 , it is difficult for a person in attendance 
on the operation to make a re-shaping and it is impossible to give the selectivity to the tip. 

[0115] It is preferable that core membr 7 of p-titanium alloy wire would have a modulus of bending elasticity of 6000 
40 to 18000 kgf/mm 2 . Its modulus of bending elasticity of 10000 to 15000 kgf/mm 2 is more preferable. The modulus of 
bending elasticity of lower than 6000 kgf/mm 2 is not enough for the strength necessary to guide wire. Consequently, 
a force of rotating the guide wire by hand can be hardly transmitted to the distal portion through the body of the guide 
wire. If the modulus of bending elasticity is larger than 18000 kgf/mm 2 , the guide wire would unbend the serpentine 
blood vessel by force, with the result that the blood vessel would be injured. 

45 [0116] It is most preferable that core member 7 is provided with all of the above properties. Core member 7 should 

have one property at least. 

[0117] It is preferable that center core 7 is provided with two or more of the above properties. For example, p-titanium 
alloy wire, which has a tensile strength of 110 to 200 kgf/mm 2 or Young’s modulus of 5000 to 10000 kgf/mm 2 and a 
circularlity of prescribed geometrical distorsion, is applicable for guide wire, p-titanium alloy wire, which has a tensile 
30 strength or Young's modulus of the above range of values and a modulus of rigidity of the above range of values, is 
applicable for guide wire, p-titanium alloy wire, which has a circularlity of prescribed geometrical distorsion and a mod- 
ulus of rigidity of the above range of values, is applicable for guide wire. 

[0118] Titanium alloy wire constituting core member 7 includes titanium (Ti)), molybdenum (Mo), vanadium (V), tung- 
sten (W), niobium (Nb), tantalum (Ta), iron (Fe), chromium (Cr), nickel (Ni), cobalt (Co), aluminum (Al), zirconium (Zr), 
35 tin (Sn) and the like. 

[0119] Figure 5 is a cross section view showing another embodiment of the guide wire for medical treatment of the 
present invention. Guide wire 9 for medical treatment comprises core mmber 10 and covering portion 11 covering the 
surface of the distal portion of the core member 10. Guide wire 9 for medical treatment has a length of 180 cm but in 
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some cases, a length in the range of 10 to 400 cm is applicable to this case. An outer diameter of guide wire 9 is 0.36 
mm (0.01 4 inch) but in some cases, an outer diamter in the range of 0.2 to 2.0 mm is applicable to this case. 

[ 0120 ] Core member 10 is formed from p-titanium alloy, p-titanium alloy wire constituting core member 10 has a 
diameter of 0.36 mm but in some cases, a diameter in the range of 0.1 to 2.0 mm is applicable to this case. As described 
above, p-titanium alloy wire is characterized in that an average crystal grain area A of p-phase in cross section structure 
is 1 to 80 pm 2 , an average crystal grain length L of P-phase in vertical section structure is 10 to 1000 pm and a ratio 
of LWA is 5 to 1000. 

[0121] Covering portion 11 is formed from coil-shaped material. Covering portion may be formed from coating of 
plastic. Covering portion 11 formed from coil-shaped material is made of stainless steel and its length is in the range 
of 1 to 50 cm. It is preferable that the distal of the coil-shaped material constituting covering portion 11 would have 
more radiopaque than that of the other portion. For example, gold, platinum, iridium or alloy of those metals are appli- 
cable for the distal of the coil-shaped material constituting covering portion 11. The above materials on guide wire 6 
would be applicable for coating of plastic. Covering portion 11 may be tube-shaped. It is preferable to make a lubricious 
coating on the surface of covering portion 1 1 . In this case, moisture content may be increased by employing hydrophilic 
surface as a lubricious coating. As a result, it is possible to decrease a friction resistance to blood vessel and improve 
a sliding characteristic. Furthermore, by cilicon coating, it is possible to improve a sliding characteristic by having a 
surface comprising a flatness and a low adhesion characteristic to blood, \ferious treatments for improving a sliding 
characteristic may be employed. 

[01 22] p-titanium alloy wire constituting center core 1 0 has the following properties. Its tensile strength is larger than 
that of super-elastic Ni-Ti alloy. Its Young's modulus is about twice that of Ni-Ti alloy and about half of that of stainless 
steel, p-titanium alloy wire is excellent in torque transmittability with good toughness and moderate flexibility and re- 
coverability. 

[0123] As shown in Fig. 5, core member 10 may be formed by the same material from the distal to the proximal. tn 
this case, the outer diameter should be varied according to the requested characteristic of the part. For example, it is 
preferable that the part except the tip would have a relatively high rigidity to easily transmit a force of inserting the 
guide wire by hand to the distal. And for transmitting the torque to the distal with easiness, it is preferable that the part 
except the distal would have a larger diameter than the distal and a taper portion comprising two or more sections that 
taper toward a very flexible distal. In this case, a wire made of the other material different from titanium alloy may be 
employed according to the requested characteristic of the part. In the guide wire for medical treatment in which the 
core member of the distal is made of Ni-Ti alloy and the core member of the proximal is made of titanium alloy, the 
proximal would have a good pushability and a good torque transmittability and at the same time the tip would have a 
good blood vessel foflowability and a good blood vessel crossability due to a good restoring force of Ni-Ti alloy. In the 
guide wire for medical treatment in which the core member of the distal is made of titanium alloy and the core member 
of the proximal s made of stainless steel, the proximal would have a good pushability and at the same time the distal 
would be difficult to kink and make a plastic deformation and the distal would have a good torque transmittability. 
[0124] It is preferable that P-titanium alloy constituting core member 10 would have a tensile strength of 110 to 200 
kgf/mm 2 . Its tensile strength of 150 to 180 kgf/mm 2 is more preferable. If the tensile strength is lower than 110 kgf/ 
mm 2 , the strength is not enough to make cold wire-drawing and improve a straightness under a supply of tension. As 
a result, it is hard to obtain the core member having a requested diameter. The straightness of center core will be poor. 

If the tensile strength is higher than 200 kgf/mm 2 , Young's modulus becomes higher according to the increase of tensile 
strength, with the result that the flexibility would go out of existence. 

[01 25] It is preferable that core member 1 0 of p-titanium alloy wire would have a Young's modulus of 5000 to 1 0000 
kgf/mm 2 . Its Young's modulus of 6000 to 8000 kgf/mm 2 is more preferable. Young's modulus of lower than 5000 kgf/ 
mm 2 is not enough for the strength necessary to guide wire. Consequently, a force of inserting the guide wire by hand 
can be hardly transmitted to the distal portion through the body of the guide wire. If Young's modulus of the guide wire 
is larger than 10000 kgf/mm 2 , the torsional force would be inadequately transmitted through the guide wire in the 
serpentine blood vessel because the guide wire is stiff. 

[01 26] It is preferable that p-titanium alloy wire constituting core member 1 0 would have a circularlity of geometrical 
distorsion of less than 15 pm. The geometrical distorsion of less than 5 pm is more preferable. The geometrical dis- 
torsion of less than 1 pm is most preferable. If a circularlity of geometrical distorsion is more than 15 pm, the torque 
would be inadequately transmitted to the distal portion through the body of the guide wire in the curved blood vessel. 
[01 27] It is preferable that p-titanium alloy wire constituting core member 1 0 would have a modulus of rigidity of 1 500 
to 6000 kgf/mm 2 . Its modulus of rigidity of 3000 to 5000 kgf/mm 2 is more preferable. If the modulus of rigidity is less 
than 1500 kgf/mm 2 , the torsional torque of rotating the guide wire by hand cannot be instantly transmitted to the distal. 

If the modulus of rigidity is larger than 6000 kgf/mm 2 , the small variation in torsional torque of rotating the guide wire 
by hand cannot be correctly transmitted to the distal through the guide wire. 

[0128] It is preferable that p-titanium alloy wire constituting core member 10 would have a proof stress of 50 to 1 50 
kgf/mm 2 . Its proof stress of 100 to 130 kgf/mm 2 is more preferable. If the proof stress is less than 50 kgf/mm 2 , the 
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guide wire would be easily plastic-deformed. If the proof stress is larger than 1 50 kgf/mm 2 , it is difficult for a person in 
attendance on the operation to make a re-shaping and it is impossible to give the selectivity to the distal. 

[01 29] It is preferable that p-titanium alloy wire constituting core member 1 0 would have a modulus of bending elas- 
ticity of 6000 to 18000 kgf/mm 2 . Its modulus of bending elasticity of 10000 to 15000 kgf/mm 2 is more preferable. The 
5 modulus of bending elasticity of lower than 6000 kgf/mm 2 is not enough for the strength necessary to guide wire. 
Consequently, a force of inserting the guide wire by hand can be hardly transmitted to the distal through the guide wire. 
If the modulus of bending elasticity is larger than 18000 kgf/mm 2 , the guide wire w ould unb end the serpentine blood 
vessel by force, with the result that the blood vessel would be injured. 

[01 30] It is most preferable that core memebr 10 is provided with all of the above properties. Core member 1 0 should 
io comprise one property at least. 

[0131] It is preferable that core member 10 is provided with two or more of the above properties. For example, p- 
titanium alloy wire, which has a tensile strength of 110 to 200 kgf/mm 2 or Young’s modulus of 5000 tolOOOO kgf/mm 2 
and a circularlity of prescribed geometrical distorsion, is applicable for guide wire, p-titanium alloy wire, which has a 
tensile strength or Young's modulus of the above range of values and a modulus of rigidity of the above range of values, 
i5 is applicable for guide wire, p-titanium alloy wire, which has a circularlity of prescribed geometrical distorsion and a 
modulus of rigidity of the above range of values, is applicable for guide wire. 

[0132] Titanium alloy wire constituting core member 10 includes titanium (Ti)), molybdenum (Mo), vanadium (V), 
tungsten (W), niobium (Nb), tantalum (Ta), iron (Fe), chromium (Cr), nickel (Ni), cobalt (Co), aluminum (Al), zirconium 
(Zr), tin (Sn) and the like. 

20 [0133] p-titanium alloy constituting core member 10 can be produced as described above in case of center core 7. 

[01 34] If the core member of guide wire is made of p-titanium alloy wire, the guide wire would have a characteristic 
of difficulty in kinking and being deformed and a good torque transmittability. As a result, it is possible to surely and 
smoothly insert the guide wire into the inside of blood vessel and engage the catheter onto the outside of guide wire. 
That is, the guide wire can be provided with a high operational ity that the tip would make a good response to a torsional 
25 force of rotating the guide wire by hand maintaining a high strength and a high elastiity. Furthermore, the tip can be 
shaped by re-shaping when the occasion demands and since the center core has a moderate rigidity, a good pushability 
at a stenosis portion and a good selectivity at a junction can be obtained. 

[01 35] Fig. 6 (a) is a cross section view of the distal portion showing one embodiment of the catheter of the present 
invention and Fig. 6 (b) is a cross section view indicated by arrows VI-VI in Fig.6 (a). Catheter 12 has a balloon 1 3 at 
20 the distal portion. The distal of balloon 13 is connected to inner tube 14 and the base of balloon 13 is connected to 

outer tube 15. The inside of inner tube 14 is rumen 16 into which guide wire would be inserted. The space between 
inner tube 14 and outer tube 15 is rumen 17 for streaming a liquid to extend balloon 13. 

[0136] Core member 18 is installed from the base (not shown) of catheter 12 to the vicinity of the base of balloon 1 3 
in rumen 17. The distal of core member 18 tapers so that the flexibility of catheter 12 would change gradually. The 
35 base of center core 18 is fixed to the base of catheter 12 but might be movable so that a hardness of catheter 12 would 

be altered freely. Core member 1 8 might be embedded in inner tube 14 and/or outer tube 1 5. 

[01 37] p-titanium alloy wire constituting core member 1 8 is characterized in that an average crystal grain area A of 
P-phase in cross section structure is 1 to 80 pm 2 , an average crystal grain length L of p-phase in vertical section 
structure is 10 to 1000 pm and a ratio of L/VA is 5 to 1000. 

40 [0138] The reasons for restricting the factors specifying the shape and the size are as follows ; 

[0139] It is very difficult and not realistic to obtain p-titanium alloy wire, whose average crystal grain area A of p- 
phase in cross section structure is under 1 pm 2 , by wire-drawing, p-titanium alloy, whose average crystal grain area A 
of p-phase in cross section structure is over 80 pm 2 , shows a low strength and is not desirable for solving the present 
invention’s problem. 

<5 [01 40] It reveals a defect of being insufficient in strength that an average crystal grain length L of p-phase in vertical 

section structure would be under 10 pm. It is difficult to obtain p-titanium alloy wire, whose average crystal grain length 
L of P-phase in vertical section structure is over 1000 im, by machining. 

[0141] As for a relation between an average crystal grain length L and an average crystal grain area A, if L/VA is 
under 5, it is impossible to obtain a sufficient strength and ductility , and then it is difficult to machine p-titanium alloy 
50 wire so that L/VA would be over 1 000. 

[0142] It is perferable that a diameter of p-titanium alloy wire would be 0.01 to 2.0 mm. If the diameter of p-titanium 
alloy wire is less than 0.01 mm, it is not possible to obtain a practical strength. If the diameter of p-titanium alloy wire 
is more than 2.0 mm, the wire would have a low Young’s modulus but no ductility could be obtained. 

[01 43] By restricting the factors to the above extent, P-titanium alloy wire, which has a moderate rigidity and a flexibility 
55 and a high strength, can be obtained. Catheter 12 with core member 18 made of said wire is firm and easy to be pushed 
and inserted into the serpentine blood vessel. 

[0144] Catheter 12 would be used as described below. A guide wire is from the base of catheter 12 with shrinked 
and folded balloon 13 to rumen 16 of inner tube 14. The guide wire projects from the distal of balloon 13 and goes on 
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inside the blood vessel to arrive at a destination point comprising a stenosis portion in the inside of blood vessel. After 
the guide wire has been placed in the destination point, catheter 12 is guided to the above destination point along the 
guide wire. Generally, since inner tube 14 and outer tube 15 of catheter 12 are made of flexible plastic, a force of 
inserting the guide wire by hand can be hardly transmitted to the distal. But, since catheter 12 of the present invention 
has core member 18 made of p-titanium alloy wire comprising a moderate rigidity and a flexibility, a force of inserting 
the guide wire by hand can be easily transmitted to the tip and catheter 12 of the present invention can follow the 
^serpentine blood vessel. After catheter has been inserted to the destination point, liquid (contrast medium) is injected 
from the base of catheter 1 2 to rumen 1 7 to dilate the stenosis portion. By filling of the liquid, folded balloon 1 3 would 
be expanded and the stenosis portion would be dilated. 

[01 45 ] Fig. 7 (a) is a cross section view of the distal potion showing another embodiment of the catheter of the present 

invention and Fig. 7 (b) is a cross section view indicated by arrows VII- VII in Fig.7 (a). 

[ 01 46 ] Catheter 1 9 has a balloon 20 at the distal. The distal of balloon 20 is connected to inner tube 21 and the base 
of balloon 20 is connected to outer tube 22. The inside of inner tube 21 is rumen 23 into which guide wire would be 
inserted. Rumen 23 is communicated to opening 24 installed at a certain distance from the distal. The space between 
inner tube 21 and outer tube 22 is rumen 25 for streaming a liquid to expanded balloon 20. 

[01 47] Core member 26 is installed from the base (not shown) of catheter 1 9 to the vicinity of the base of balloon 20 
through opening 24 in rumen 25. The distal of core member 26 tapers so that the flexibility of catheter 1 9 would change 
gradually. The base of core member 26 is fixed to the base of catheter 1 9 but might be movable so that a hardness of 
catheter 1 9 would be altered freely. Core member 26 might be embedded in inner tueb 21 and/or outer tube 22. 
[0148] p-titanium alloy wire constituting core member 26 is characterized in that an average crystal grain area A of 
p-phase in cross section structure is 1 to 80 f±m 2 , an average crystal grain length L of p-phase in vertical section 
structure is 1 0 to 1 000 pm and a ratio of LA/A is 5 to 1 000. 

[01 49] By restricting the factors to the above extent, p-titanium alloy wire, which has a moderate rigidity and aflaxibility 
and a high strength, can be obtained. Catheter 1 9 with core member 26 made of said wire is firm and easy to be pushed 
and inserted into the serpentine blood vessel. 

[ 0150 ] Catheter 19 would be used as described above in case of catheter 12 except that guide wire is inserted in a 
different way. A guide wire is from the opening 24 of catheter 1 9 with shrinked and folded balloon 20 to inner tube 21 . 
The guide wire projects from the distal of balloon 20 and goes on inside the blood vessel to arrive at a destination point 
comprising a stenosis portion in the inside of blood vessel. After the guide wire has been placed in the destination 
point, catheter 19 is guided to the above destination point along the guide wire. Generally, since inner tube 21 and 
outer tube 22 of catheter 19 are made of flexible plastic, a force of inserting the guide wire by hand can be hardly 
transmitted to the tip. But, since catheter 1 9 of the present invention has core member 26 made of p-titanium afloy wire 
comprising a moderate rigidity and a flexibility, a force of inserting the guide wire by hand can be easily transmitted to 
the tip by reinforcing the vicinity of opening 24 and catheter 1 9 of the present invention can follow the serpentine blood 
vessel. After catheter has been inserted to the destination point, liquid (contrast medium) is injected from the base of 
catheter 1 9 to rumen 25 of inner tube 21 and outer tube 22 to dilate the stenosis portion. By filling of the liquid, folded 
balloon 20 would be expanded and the stenosis portion would be dilated. If the diameter of expanded balloon does 
not fit the diameter of blood vessel, catheter 19 should be exchanged. In this case, keeping the guide wire placing in 
the destination point, it is preferable to pull the inserted catheter 19 out of blood vessel and insert a guide wire into 
rumen 23 of another catheter 1 9. 

[0151] Fig. 8 (a) is a cross section view of the distal portion showing another embodiment of the catheter of the 
present invention and Fig. 8 (b) is a cross section view indicated by arrows VIII- VIII in Fig.8 (a). 

[ 01 52 ] Catheter 27 has a balloon 28 at the distal. The distal of balloon 28 is connected to guide member 29 and the 
base of balloon 28 is connected to tubular member 30. 

[ 0153 ] Core member 31 is installed in the inside space of tubular member 30 and balloon 28. Core member 31 is 
connected to the distal of balloon 28 and extends in coil 32 and is fixed to coil 32 at the distal portion thereof. Guide 
member 29 comprises core member 31 and coil 32 covering the core member . In tubular member 30, core member 
31 has a thin part toward the distal through a taper portion. In guide member 29, core member 31 has a thinner part 
at the distal through a taper portion. The base of core member 31 is fixed to the base of catheter 27. The space between 
core member 31 and tublar menber 30 is rumen 33 for injecting a liquid to extend balloon 28. 

[ 0154 ] p-titanium alloy wire constituting core member 31 is characterized in that an average crystal grain area A of 
&-phase in cross section structure is 1 to 80 pm 2 , an average crsytal grain length L of p-phase in vertical section 
structure is 10 to 1000 pm and a ratio of LA/A is 5 to 1000. 

[01 55] By restricting the factors to the above extent, p-titanium alloy wire, which has a moderate rigidity and a flexibility 
and a high strength, can be obtained. Catheter 27 with center core 31 made of said wire is firm and easy to be pushed 
and besides has a flexibility to follow the serpentine blood vessel. In the above example, p-titanium alloy wire has been 
employed over the entire length of core member 31 . A flexible material such as Ni-Ti alloy wire might be connected to 
the tip of core member 31 by another connecting means. A rigid material such as stainless steel wire might be connected 




EP 1 083 243 A2 



10 



15 



20 



25 



30 



35 



40 



to the base of core member 31 by another connecting means. 

[0156] Catheter 27 may be inserted into blood vessel by use of guide member 29 such as guide wire. 

[0157] Catheter 27 with shrinked and folded balloon 28 goes on the inside of blood vessel to a destination point 
comprising a stenosis portion. Since catheter 27 of the present invention has core member 31 made of p-titanium alloy 
wire comprising a moderate rigidity and a flexibility, a force of inserting the guide wire by hand can be easily transmitted 
to the tip and catheter 27 of the present invention can follow the serpentine blood vessel. After catheter has been 
inserted to the destination point, liquid (contrast medium) is injected from the base of cathter 27 to rumen 33 to dilate 
the stenosis portion. By filling of the liquid, folded balloon 28 would be expanded and the stenosis portion would be 
dilated. 

[0158] Fig . 9 (a) is a perspective view showing a shrinked state of the stent of the present invention and Fig. 9 (b) 
is a perspective view showing an extended state of the stent of the present invention. Stent 34 is a tubular member 
comprising mesh P-titanium alloy wire 35. Stent 34 is shrinked as shown in Fig. 9 (a). Stent 34 is extended by balloon 
as shown in Fig 9 (b). By the extension, stent has a high resistance to the external pressure to prevent the stenosis 
portion from being occluded. 

[01 59] Stent 36 of Fig. 1 0 has a construction that p-titanium alloy wire 37 is curved and two tops 38 are fixed together. 
[0160] P-titanium alloy wire constituting stents 34 and 36 is characterized in that an average crystal grain area A of 
P-phase in cross section structure is 1 to 80 pm 2 , an average crystal grain length L of p-phase in vertical section 
structure is 10 to 1000 pm and a ratio of L/VA is 5 to 1000. 

[0161] The reasons for restricting the factors specifying the shape and the size are as follows : 

[0162] It is very difficult and not realistic to obtain p-titanium alloy wire, whose average crystal grain area A of p- 
phase in cross section structure is under 1 pm 2 , by wire-drawing, p-titanium alloy, whose average crystal grain area A 
of p-phase in cross section structure is over 80 pm 2 , shows a low strength and is not desirable for solving the present 
invention's problem. 

[0163] It reveals a defect of being insufficient in strength that an average crystal grain length L of p-phase in vertical 
section structure is under 10 pm. It is difficult to obtain p-titanium alloy wire, whose average crystal grain length L of 
P-phase in vertical section structure is over 1000 pm, by machining. 

[0164] As for a relation between an average crystal grain length L and an average crystal grain area A, if LA/A is 
under 5, it is impossible to obtain a sufficient strength and a ductility , and then it is difficult to machine p-titanium alloy 
wire so that L/VA would be over 1 000. 

[0165] It is preferable that a diameter of p-titanium alloy wire would be 0.01 to 2.0 mm. If the diameter of p-titanium 
alloy wire is less than 0.01 mm, it is not possible to obtain a practical strength. If the diameter of p-titanium alloy wire 
is more than 2.0 mm, the wire would have a low Young's modulus but no flexibility could be obtained. 

[01 66] By restricting the factors to the above extent, p-titanium alloy wire, which has a moderate rigidity and a flexibility 

and a high strength, can be obtained. Stent made of said p-titanium alloy wire has a flexibility to pass through blood 
vessel and a moderate rigidity to prevent the exptended portion from being occluded. That is, If the stent is stiff, it is 
difficult for the stent to pass through the bent blood vessel. But, since the stent of the present invention is formed from 
a flexible titanium alloy wire, it is easy for the stent to pass through the bent blood vessel. After the stent has been 
extended and placed at the spot, the acute occlusion can be prevented because of the high resitance to the external 
pressure. Furthermore, since the stent of the present invention is more flexible than stainless steel and has a moderate 
resistance to the external pressure, it is low stimulant to a living body. 

[0167] Stent of Fig. 11 is a tubular member comprising a zigzag p-titanium alloy wire 40 coated with plastic member 
41 comprising a good compatibility to living body. As shown in Fig. 11, stent is bifurcated. Stent 39 is inserted into 
femoral artery through a sheathe for treating aortic aneurysm. Stent 39 has an outer diameter nearly equal to an inner 
diameter of aorta. Accordingly, stent 39 is shrinked to be contained within the sheathe when inserted through the 
sheathe. After stent 39 has goen on to aorta through sheathe, the stent 39 will be restored to its original shape due to 
good elasticity of alloy wire 40 and placed in the main artery. 

[0168] Since the present invention has the above constitutions, the following effects will be exhibited : 



(1) In accordance with the invention as set forth in claim 1, it is possible to provide a method for producing p- 
titanium alloy wire with a high strength and a good straightness. 

(2) In accordance with the invention as set forth in claim 2, the specific aging condition for improving the straightness 
is proposed. 

(3) In accordance with the invention as set forth in claim 3, p-titanium alloy wire can be obtained, which is suitable 
for metallic wires, such as tension member for communication cable, probe card pin for inspection of conduction, 
metallic fishing line, wire for medical treatment and the like. 

(4) In accordance with the invention as set forth in claim 4, it is possible to provide p-titanium alloy wire with a high 
strength and a low Young's modulus suitable for metallic wires, such as tension member for communication cable, 
probe card pin for inspection of conduction, metallic fishing line and the like. 
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(5) In accordance with the invention as set forth in claim 5, it is possible to provide a method for producing p- 
titanium alloy wire with a high strength and a low Young's modulus suitable for metallic wires, such as tension 
member for communication cable, probe card pin for inspection of conduction, metallic fishing line and the like. 

(6) In accordance with the invention as set forth in claim 6, an outer shroud of aluminum or aluminum alloy can 
prevent the oxide film of p-titanium alloy of center core from being generated and by making good use of ductility 
of aluminum or aluminum alloy, a good luburicity and a high reduction ratio of area at cold wire-drawing can be 
achieved. As a result, it is possible to make a reduction ratio over 90 % of area at cold wire-drawing and extremely 
decrease a production cost. Furthermore, since p-titanium and aluminum have a low Young's modulus, Young's 
modulus of an integrated composite wire becomes low, too. Therefore, p-titanium alloy wire of good ductility can 
be obtained. This p-titanium alloy wire is suitable for metallic wires necessitating ductility, such as various kinds 
of precision springs, various kinds of ropes or cables, tension member, metallic fishing line and the like. 

(7) In accordance with the invention as set forth in claim 7, it is possible to provide a guide wire for medical treatment 
with a moderate stiffness and a flexibility by employing p-titanium alloy wire comprising a low Young's modulus 
and a high strength. Since this guide wire for medical treatment has a center core comprising high elasticity and 
high strength, a good torque transmittability, a good pushability, a good operationality and a good selectivity at a 
junction can be achieved. 

(8) In accordance with the invention as set forth in claim 8, it is possible to provide a catheter with a moderate 
stiffness, a felxibility, a good pushability and a crossability by employing p-titanium alloy wire comprising a low 
Young’s mdulus and a high strength. 

(9) In accordance with the invention as set forth in claim 9, it is possible to provide a stent having a flexibility for 
passing through the blood vessel and a moderate rigidity after placement to suppress re-stenosis by employing 
P-titanium alloy wire comprising a low Young's mdulus and a high strength. 



Claims 

1. A method for producing a p-titanium alloy wire comprising reducing the diameter of p-titanium alloy wire by cold 
drawing followed by heat treatment, characterized in that the heat treatment comprises a first aging step for pre- 
cipitation strengthening and a second aging step for removing processing strain by heat treating the p-titanium 
alloy wire under tension. 

2. A method according to claim 1 , wherein in the second aging step the p-titanium alloy wire is subjected to a tem- 
perature of 300 to 600 °C for a time of three to ten minutes under a tension of 0.1 to 30% of its breaking load. 

3. A method according to claim 1 or claim 2, wherein a final diameter of wire is 0.01 to 2.0 mm. 

4. A p-titanium alloy wire having a diameter of 0.01 to 2.0 mm, an average p-phase cross-sectional crystal grain area 
A of 1 to 80 pm 2 , an average p-phase vertical section crystal grain length L of 1 0 to 1 000 pm and a ratio LA/ A of 
5 to 1000. 

5. A method for producing a p-titanium alloy wire having a diameter of 0.01 to 2.0 mm, comprising the steps of 
subjecting p-titanium alloy wire to solution treatment, coating the p-titanium alloy wire with oxide film, and cold 
drawing the p-titanium alloy wire to a reduction ratio of 70 to 99%. 

6. A method for producing a p-titanium alloy wire comprising the steps of coating a center core of p-titanium alloy 
wire with an outer shroud comprising aluminum or aluminum alloy thereby to obtain an integrated composite wire 
and subjecting the composite wire to cold drawing. 

7. A guide wire for medical treatment comprising a p-titanium alloy wire having an average p-phase cross-sectional 
crystal grain area A of 1 to 80 pm 2 , an average p-phase vertical section crystal grain length L of 10 to 1000 pm 
and a ratio LA/ A of 5 to 1000. 

8. A catheter comprising a p-titanium alloy wire having an average p-phase cross-sectional crystal grain area A of 1 
to 80 pm 2 , an average P-phase vertical section crystal grain length L of 1 0 to 1 000 pm and a ratio L/V A of 5 to 1 000. 

9. A stent comprising a p-titanium alloy wire having an average p-phase cross-sectional crystal grain area A of 1 to 
80 pm 2 , an average p-phase vertical section crystal grain length L of 1 0 to 1 000 pm and a ratio LA/ A of 5 to 1 000. 
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